General. All reactions were carried out under Ar using Schlenk techniques. Chemical shifts are listed downfield in ppm relative to tetramethylsilane. Coupling
constants (J) are given in Hz. IR: Nicolet FT -7199, wavenumbers in cm-'. MS:
Varian CH -5 (70 eV). HR-MS: Finnigan MAT SSQ 7000 (70 eV). Optical rotation measurements: Jasco DIP -360 polarimeter in CH 2 C1 2 using a 5 cm path length quartz cell at the temperature stated.
Preparation of Terminally Unsaturated Esters. Representative Procedure. A solution of hex-5-en-1-ol (475 mg, 4.75 mmol) and DMAP (610 mg, 5 mmol) in CH 2 01 2 (15 mL) was added dropwise to a stirred solution of 10-undecenoyl chloride (810 mg, 4 mmol) in CH 2 CI 2 (20 mL) at 0* C. Stirring was continued for 4 h at room temperature. The reaction mixture was filtered through a short pad of silica, the solvent was evaporated and the product purified by flash chromatography with hexane/ethyl acetate (50:1 -+ 20:1) as eluent. Ester 3 was obtained as a colorless syrup (1.002 g, 94 %).
Macrocyclization Reactions via Ring Closing Metathesis (RCM). Representative
Procedure. A solution of substrate 3 (298 mg, 1.12 mmol) in CH 2 C 2 (100 mL) and a solution of the ruthenium carbene 1 (50 mg, 0.054 mmol, 5 mol%) in CH 2 01 2 (100 mL) were simultaneously added dropwise over a period of 24 h to CH 2 Cl 2 (50 mL) at room temperature. After stirring for another 6 h, the solvent was removed in vacuo and the residue was purified by flash column chromatography with n-hexane/ethyl acetate (100:1) as eluent to afford lactone 4 as a colorless syrup (219 mg, 79%). 5, 25.0, 25.2, 25.9, 26.3, 26.8, 26.9, 27.3, 29.7, 31.0, 31.1, 63.5, 128.5, 131.2, resolved signals): 24.4, 24.5, 25.1, 25.2, 25.5, 25.8, 25.9, 26.8,   33.1, 63.3, 127.8, 130.0, 172.7. IR: 3005, 2934, 2850, 1738, 1452, 1350, 1254 25.5, 28.3, 28.5, 28.5,   28.7, 28.7, 28.7, 28.8, 28.9, 29.0, 29.1, 33.4, 34.0, 63.9, 113.7, 113.8, 138.6 45 (m, 22H), 1.58 -1.68 (m, 4H), 1.98 -2.03 (m, 4H), 2.31 (t, 2H, J = 6.4) 64.2, 130.0, 130.1, 130.6, 130.9, 173.9, 174.0. IR: 3001, 2926,   2854, 1737, 1462, 1385, 1348, 1252, 1236, 1175, 1117, 1090, 1066, 1030, 969, 722. MS m/z (rel. intensity): 308 (M+, 32), 290 (11), 124 (18), 110 (23), 96 (74), 82 (100) . 
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Eicosen-20-olide (9). Colorless syrup. Ratio of isomers -45 : 55. 1 H NMR: 1.23 -1.
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